Following Method A, LDA (1.5 equiv), prepared from diisopropylamine (0.14 mL, 0.98 mmol) and n-butyllithium (0.39 mL, 2.5 M in hexanes, 0.98 mmol) was added to a suspension of ZnCl 2 (0.13 g, 0.98 mmol) and allyl bromide (0.06 mL, 0.66 mmol) in THF and the resulting yellow solution was combined with P,P-diphenyl-N-(benzylidene)phosphinic amide (0.2 g, 0.66 mmol) to afford a yellow oil. The oil was purified by column chromatography to give: (E)-1, as a colourless solid (0.11 g, 48%); R f 0.5 (ethyl acetate); mp 158 °C;
ν max (CCl 4 )/cm −1 3400, 3061, 2927 , 1437 , 1240 , 1127 , 1093 δ H (270 MHz, CDCl 3 ) 3.17 (1H, ddd, J = 2.6, 9.9, 12.4), 3.91 (1H, dd, J = 2.6, 15.8) 5.13 (1H, dd, J = 0.9, 9.9), 5.24 (1H, dd, J = 0.9, 17.1), 6.30 (1H, ddd, J = 9.9, 9.9, 17.1) 7.26-7.49 and 7.82-7 .99 (15H, m); δ C (67.5 MHz, CDCl 3 ) 43. 03 and 52.49, 120.15, 126.08 127.70, 128.08, 128.18, 128.37, 128.46, 128.53, 128.53, 131.48, 131.67; δ P (161.7 Following Method B, LDA (2 equiv), prepared from diisopropylamine (0.27 mL, 1.97 mmol) and n-butyllithium (0.79 mL, 2.5 M in hexanes, 1.97 mmol) was added to a solution of ZnCl 2 (0.27 g, 1.97 mmol) and allyl bromide (0.12 mL, 1.48 mmol) in THF and the resulting yellow solution was combined with P,P-diphenyl-N-(benzylidene)phosphinic amide (0.3 g, 0.98 mmol) to produce a yellow oil. The oil was purified by column chromatography to give 1 (0.24 g, 71%) as a colourless solid.
Analytical data corresponded exactly with those obtained using Method A.
N-(Diphenylphosphinyl)-1-(4'-bromophenyl)-2-vinylaziridine (2)
Following Method A, LDA (1.5 equiv), made from diisopropylamine (0.27 mL, 1.96 mmol) and n-butyllithium (0.78 mL, 2.5 M in hexanes, 1.96 mmol) was added to a suspension of ZnCl 2 (0.26 g, 1.96 mmol) and allyl bromide (0.11 mL, 1.31 mmol) in THF and the resulting yellow solution was combined with P, P-diphenyl-N-(4'-bromobenzylidene) phosphinic amide (0.5 g, 1.31 mmol) to produce a yellow oil. The oil was purified by column chromatography to give: S2 (E)-2 (0.15 g, 27%) as a colourless solid: R f 0.5 (ethyl acetate); mp 179-180 °C; (Found: C, 62.5; H, 4.8; N, 3.35. C 22 H 19 BrNOP requires C, 62.3; H, 4.5; N, 3. 3); ν max (CCl 4 )/cm −1 3400, 3060, 2930, 1200, 1126, 1070; δ H (300 MHz, CDCl 3 ) 3.13 (1H, ddd, J = 2.8, 9.9, 12.3), 3.86 (1H, dd, J = 2.8, 15.8), 5.14 (1H, dd, J = 0.9, 9.9), 5.25 (1H, dd, J = 0.9, 17.0), 6.28 (1H, ddd, J = 9.9, 9.9, 17.0), 7.16-7.48 and 7.80-7 .96 (14H, m); δ C (67.5 MHz, CDCl 3 ) 42. 49 and 52.43, 120.46, 121.57, 127.80, 128.24, 128.43, 128.59, 128.78, 131.45, 131.61, 131.70, 131.83, 131.99, 133.80, 136.30 121.10, 128.44, 128.60, 129.23, 131.30, 131.41, 131.54, 131.59, 131.71, 131.88, 132.07, 132.11, 132.94, 133.83 
N-(Diphenylphosphinyl)-1-(4'-fluorophenyl)-2-vinylaziridine (3)
Following Method A, LDA (1.5 equiv), made from diisopropylamine (0.26 mL, 1.86 mmol) and n-butyllithium (0.74 mL, 2.5 M in hexanes, 1.86 mmol) was added to a suspension of ZnCl 2 (0.25 g, 1.86 mmol) and allyl bromide (0.10 mL, 1.24 mmol) in THF and the resulting yellow solution was combined with P,P-diphenyl-N-(4'-fluorobenzylidene)phosphinic amide (0.4 g, 1.24 mmol) to produce aziridine 3, a yellow oil, as a 10:1 E:Z mixture of isomer, as judged by 1 H NMR. The oil was purified by column chromatography to give: (E)-3 as a colourless solid (0.14 g, 29%); R f 0.4 [(diethyl ether/light petroleum, 7: 3)]; mp 141-143 °C; ν max (CCl 4 )/cm −1 3055, 2987, 1266; δ H (400 MHz, CDCl 3 ) 3.06 (1H, ddd, J = 2.9, 9.9, 12.4), 3.80 (1H, dd, J = 2.9, 15.8), 5.06 (1H, br d, J = 10.1), 5.17 (1H, dd, J = 1. 1,16.9), 6.20 (1H, ddd, J = 10.1, 10.1, 16.9), 6.91 (2H, m), 7.17-7.43 and 7.74-7.88 (12H, m) ; δ C (100 MHz, CDCl 3 ) 42.41 (d, J = 5.5) and 52.26 (d, J = 7.3), 115.26, 115.48, 120.27, 127.62, 128.21, 128.33, 131.44, 131.54, 131.70, S3 132.10, 132.78, 133.35, 134.077, 161.09; m/z (EI) The Z-isomer could not be isolated.
(E)-N-(Diphenylphosphinyl)-1-(2'-furyl)-2-vinylaziridine (4)
Following Method A, LDA (1.5 equiv), made from diisopropylamine (0.31 mL, 2.34 mmol) and n-butyllithium (0.94 mL, 2.5 M in hexanes, 2.34 mmol) was added to a suspension of ZnCl 2 (0.32 g, 2.34 mmol) and allyl bromide (0.13 mL, 1.56 mmol) in THF and the resulting brown solution was combined with P,P-Diphenyl-N-(2'-furanmethylene)phosphinic amide (0.46 g, 1.56 mmol) to produce a dark brown oil.
The oil was purified by column chromatography to give: (E)-4, as a colourless oil (0.13 g, 25%); R f 0.65 (ethyl acetate); ν max (film)/cm −1 3061, 1438 , 1205 , 1151 , 1125 δ H (270 MHz, CDCl 3 ) 3.57 (1H, ddd, J = 2.8, 9.9, 12.4), 3.90 (1H, dd, J = 2.8, 15.3), 5.17 (1H, dd, J = 1.0, 9.9), 5.33 (1H, dd, J = 1.0, 17.1), 6.19 (1H, ddd, J = 9.9, 9.9, 17.1), 6.25 (1H, dd, J = 0.4, 3.3), 6.31 (1H, dd, J = 1.8, 3.1), 7.32-7.50 and 7.80-7.91 (11H, m); δ C (75.5 MHz, CDCl 3 ) 37.42 (d, J = 5.6), 48.32 (d, J = 8.0), 108.53, 110.633, 120.60, 128.19, 128.23, 128.41, 131.52, 131.65, 131.75, 133.79, 142.30, 150.10 
N-(Diphenylphosphinyl)-1-tert-butyl-2-vinylaziridine (5)
Following Method A, LDA (1.5 equiv), made from diisopropylamine (0.37 mL, 2.63 mmol) and n-butyllithium (1.05 mL, 2.5 M in hexanes, 2.63 mmol) was added to a suspension of ZnCl 2 (0.36 g, 2.63 mmol) and allyl bromide (0.15 mL, 1.75 mmol) in THF and the resulting yellow solution was combined with P, P-diphenyl-N-(tert- ν max (CCl 4 )/cm −1 3396, 3060, 2965 −1 3396, 3060, , 1438 −1 3396, 3060, , 1207 −1 3396, 3060, , 1125 −1 3396, 3060, , 1109 
(E)-N-(Diphenylphosphinyl)-1-phenyl-[(E)-2-(methoxycarbonyl)ethenyl]aziridine (6)
Following Method A, LDA (1.5 equiv), made from diisopropylamine (0.34 mL, 2.46 mmol) and n-butyllithium (0.98 mL, 2.5 M in hexanes, 2.46 mmol) was added to a suspension of ZnCl 2 (0.33 g, 2.46 mmol) and methyl 4-bromocrotonate (0.20 mL, 1.75 mmol) in THF and the resulting yellow solution was combined with P,P-diphenyl-N-(benzylidene)phosphinic amide (0.5 g, 1.75 mmol) to produce a yellow oil. The oil was purified by column chromatography to give: (E)-6, as a colourless oil (0.05 g, 8%); R f 0.5 (ethyl acetate); ν max (film)/cm −1 3062, 2927 , 1729 , 1211 δ H (270 MHz, CDCl 3 ) 3.19 (1H, ddd, J = 2.4, 9.5, 11.9), 3.71 (3H, s), 4.03 (1H, dd, J = 2. 4, 15.6, 5.89 (1H, d, J = 15.6), 7.26-7.54 (10H, m), 7.85-7.93 (5H, m); δ C (67.5 MHz, CDCl 3 ) 29.66, 44.21 and 51.67, 125.02, 126.15, 128.15, 128.30, 128.50, 128.62, 131.32, 131.45, 131.54, 131.66, 131.86, 132.05, 133.16, 133.77, 165.51; m/z (CI) The Z-isomer could not be isolated.
N-(Diphenylphosphinyl)-1-(2'-bromophenyl)-2-vinylaziridine (8)
Following Method B, LDA (2 equiv), prepared from diisopropylamine (0.22 mL, 1.6 mmol) and n-butyllithium (0.63 mL, 2.5 M in hexanes, 1.6 mmol) was added to a solution of ZnCl 2 (0.21 g, 1.6 mmol) and allyl bromide (0.10 mL, 1.17 mmol) in THF and the resulting yellow solution was combined with P,P-diphenyl-N-(2'-bromophenylmethylene)phosphinic amide (0.3 g, 0.78 mmol) to produce a yellow oil.
The oil was purified by column chromatography to give: (E)-8, as a colourless oil (0.08 g, 50%): R f 0.5 (ethyl acetate); ν max (film)/cm −1 3055, 2987, 1203, 1127, 1110, 706, 666 ; δ H (400 MHz, CDCl 3 ) 2.97 (1H, ddd, J = 2.9, 9.5, 12.5), 4.16 (1H, dd, J = 2.9, 15.4), 5.08 (1H, br d, J = 9.9), 5.21 (1H,dd, J = 1.1, 17.0), 6.25 (1H, ddd, J = 9.9, 9.9, 17.0), 6.99-7.46 and 7.82-7.94 (14H, m); δ C (100 MHz, CDCl 3 ), . 43.53 and 51.80 (d, J = 7.3), 120.54, 123.69, 126.98, 127.31, 128.28, 128.41, 128.90, 131.52, 131.65, 131.83, 131.90, 132.38, 133.95 
N-(Diphenylphosphinyl)-1-(2',6'-dichlorophenyl)-2-vinylaziridine (9)
Following Method B, LDA (2 equiv), prepared from diisopropylamine (0.30 mL, 2.14 mmol) and n-butyllithium (0.86 mL, 2.5 M in hexanes, 2.14 mmol) was added to a solution of ZnCl 2 (0.29 g, 2.14 mmol) and allyl bromide (0.14 mL, 1.61 mmol) in THF and the resulting yellow solution was combined with P, P-diphenyl-N-(2',6'- 
Reactions of vinyl aziridines (1), (2) and (5)

With lower-order cuprate reagents
To dry CuI (5 equiv) in a flame-dried flask, under N 2 , was added diethyl ether (10 mL) and the suspension degassed. For the preparation of Me 2 CuLi the suspension was then cooled to 0 °C and MeLi (0.25 mL, 1.4 M in diethyl ether, 0.35 mmol, 1.7 equiv) added dropwise. The solution becomes yellow after addition of the first equivalent of MeLi and colourless after the addition of the second equivalent. For the preparation S7 of Et 2 CuLi, n-Bu 2 CuLi, sec-Bu 2 CuLi and tert-Bu 2 CuLi the suspension was cooled to −20 °C, and the alkyl lithium (3.5 equiv) was added dropwise affording a dark brown or black suspension. In all cases the solution was stirred for 20 min prior to further cooling to −78 °C. A degassed solution of the vinylaziridine (1 equiv), in ether (4 mL)/THF (1 mL), was added dropwise. The solution was stirred at −78 °C for 1 h and then at room temperature for 6 h, and then quenched by the addition of a saturated, aqueous solution of ammonium chloride (15 mL). The solution was partitioned between ammonium chloride and ethyl acetate, the aqueous layer extracted with ethyl acetate (3 × 15 mL), the organic layers combined and washed with brine (15 mL), dried (MgSO 4 ), filtered and the solvent removed in vacuo to give a yellow oil.
The oil was purified by flash column chromatography on silica gel with ethyl acetate/light petroleum (1:1) as an eluent.
(E)-1-(Diphenylphosphinamido)-1-phenylpent-2-ene (14)
By following the general method described above, reaction of vinylaziridine 1 (0.04 g, 22, 25.28, 56.94, 126.72, 127.16, 128.24, 128.43, 128.50, 130.59, 131.54, 131.73, 131.92, 132.08, 132.18, 132.33, 133.35, 133.96; m/z (CI) 13.66, 22.17, 34.17, 56.90, 126.94, 127.16, 128.24, 128.43, 131.57, 131.73, 131.86, 132.08, 132.18, 132.24, 133.83; m/z (CI) 05, 22.49, 28.71, 31.44, 32.11, 56.94, 126.97, 127.19, 128.27, 128.46, 131.64, 131.77, 131.92, 132.11, 132.27, 132.37, 132.59; m/z (CI) 
(E)-1-(Diphenylphosphinamido)-1-phenyl-5,5-dimethylhex-2-ene (19)
By following the general method described above, reaction of vinylaziridine 1 (0.04 g, 0.12 mmol) and tert-Bu 2 CuLi, prepared from CuI (0.033g, 0.17 mmol) and tert-BuLi 
S10 (E)-1-(Diphenylphosphinamido)-1-(4'-bromophenyl)-hex-2-ene (22)
By following the general method described above, reaction of vinylaziridine 2 (0.04 g, 
(E)-1-(Diphenylphosphinamido)-1-(4'-bromophenyl)-oct-2-ene (23)
By following the general method described above, reaction of vinylaziridine 2 (0.045 g, 0.12 mmol) and n-Bu 2 CuLi, prepared from CuI (0.034 g, 0.18 mmol) and n-BuLi 01, 22.43, 28.65, 31.38, 32.08, 56.30, 128.34, 128.50, 128.81, 131.51, 131.83, 131.99, 132.15, 132.24, 132.30, 133.07; m/z (CI) 
(E)-1-(Diphenylphosphinamido)-1-tert-butylhex-2-ene (26)
By following the general method described above, reaction of vinylaziridine 5 (0.04 g, 0.12 mmol) and Et 2 CuLi, prepared from CuI (0.035g, 0.18 mmol) and EtLi (≈0.35 mmol in 2.5 mL of ether), afforded 26 (0.027 g, 61%) as a colourless oil, R f 0.40 (ethyl acetate); ν max (film)/cm −1 3400, 2929, 2870, 1438, 1214, 1122, 1110, 710, 697 13.70, 22.27, 26.59), 29.66, 34.62, 62.94, 128.01, 128.24, 128.43, 129.23, 131.54, 131.80, 131.92, 132.62, 132.75, 132.97; m/z (CI) 
(E)-1-(Diphenylphosphinamido)-1-tert-butyloct-2-ene (27)
By following the general method described above, reaction of vinylaziridine 5 (0.04g, 0.12 mmol) and n-Bu 2 CuLi, prepared from CuI (0.035 g, 0.18 mmol) and n-BuLi (0. 05, 22.46, 26.59, 28.78, 31.41, 32.20, 34.66, 62.87, 127.99, 128.18, 128.24, 128.43, 128.78, 129.00, 131.54, 132.30, 132.78, 133.89; m/z (CI) 
Palladium-catalyzed ring-opening reactions
With malonate
To diethyl malonate (typically 0.3-0.6 mmol, 1.1 equiv) in THF (1.5 mL), at room temperature, under argon, was added sodium hydride (1.1 equiv), and the colourless solution was left to stir for thirty minutes. Pd(PPh 3 ) 4 (3 mol %) was added to the reaction mixture and the dark orange suspension was further stirred for twenty five minutes. A solution of vinylaziridine (1 equiv) in THF (2.5 mL) was added dropwise, and the orange suspension was stirred at room temperature for four hours. The reaction mixture was quenched by the addition of a saturated aqueous solution of ammonium chloride (15 ml). The solution was partitioned between ammonium chloride and ethyl acetate, the aqueous layer extracted with ethyl acetate (3 × 15 mL), the organic layers combined and washed with brine (15 mL), dried (MgSO 4 ), S12 and filtered, and the solvent removed in vacuo to give a yellow oil. The oil was purified by flash column chromatography on silica gel (ethyl acetate/light petroleum (1:4); gradient elution to ethyl acetate). 126.84, 127.25, 127.38, 128.33, 128.42, 128.51, 128.58, 131.54, 131.83, 131.93, 132,03, 132.13, 132.19, 135.04, 168.80 (1H, m), 5.75 (1H, dd, J = 6.1, 15.2), 7.14-7.16, 7.37-7.49, 7.63-7.90 (14H, m); δ C (75.5 MHz, CDCl 3 ) 14. 01, 31.19, 51.62, 55.98, 61.42, 121.27, 127.73, 128.36, 128.52, 128.58, 131.57, 131.89, 131.99, 132.12, 132.27, 134.43, 141.40, 168. 
With bis(phenylsulfonyl)methane
To bis(phenylsulfonyl)methane (typically 0.3-0.7 mmol, 1.1 equiv) in THF (2 mL), at room temperature, under argon, was added sodium hydride (1.1 equiv), and the suspension was left to stir for thirty minutes. Pd(PPh 3 ) 4 (3 mol %) was added to the reaction mixture and the dark orange suspension was further stirred for twenty five minutes. A solution of vinylaziridine (1 equiv) in THF (3 mL) was added dropwise, and the orange suspension was stirred at room temperature for six hours. The reaction mixture was quenched by the addition of a saturated, aqueous solution of ammonium chloride (15 mL). The solution was partitioned between ammonium chloride and ethyl acetate, the aqueous layer extracted with ethyl acetate (3 × 15 mL), the organic layers combined and washed with brine (15 mL), dried (MgSO 4 ), and filtered, and the solvent removed in vacuo to give a yellow oil. The oil was purified by flash column chromatography on silica gel (ethyl acetate/light petroleum [1:4] ; gradient elution to ethyl acetate).
1,1-Bis(phenylsulfonyl)-5-(diphenylphosphinamido)-5-phenyl-pent-3-ene (21)
By following the general method described above vinylaziridine 1 (0.2 g, 0.58 mmol) and a suspension of bis (phenylsulfonyl) 28.34, 56.42, 83.09, 125.84, 126.93, 127.58, 128.42, 128.48, 128.58, 128.73, 129.62, 131.83, 131.99, 132.04, 132.87, 133.54, 134.57, 136.29, 137.83, 141.95 55.77, 82.92, 125.82, 128.46, 128.56, 128.64, 128.72, 128.82, 129.13, 129.61, 129.64, 131.76, 132.04, 132.17, 132.32, 134.65, 140.93; m/z (CI) 
With Grignard reagents
To magnesium (5 equiv) in diethyl ether (5 mL), under nitrogen, at 0 °C, was added MeI (5.4 equiv) in diethyl ether (1 mL), and the resulting mixture was stirred for thirty minutes, creating a grey suspension. A solution of the vinylaziridine (1 equiv) in THF (10 mL) was cooled to −78 °C and the ethereal suspension added dropwise.
Immediately, magnesium iodide precipitated as a colourless solid and the suspension was left to stir at −78 °C for one hour and then at room temperature for 6-8 hours.
The reaction mixture was quenched by the addition of a saturated aqueous solution of ammonium chloride (15 mL). The solution was partitioned between ammonium chloride and ethyl acetate, the aqueous layer extracted with ethyl acetate (3 × 15 mL), the organic layers combined and washed with brine (15 mL), dried (MgSO 4 ), and filtered, and the solvent removed in vacuo to give a yellow oil. 27, 25.12, 56.34, 121.05, 128.32, 128.35, 130.27, 131.52, 131.61, 131.72, 131.81, 131.92, 132.04, 132.17, 132.32, 133.44; m/z (CI) 
With stannyl cuprates
To freshly distilled diisopropylamine typically (0.4-0.8 mmol, 1 equiv) in THF (5 mL) at 0 °C, under nitrogen, was added n-butyllithium (2.5 M in hexanes, 1 equiv), S16 dropwise. The resulting pale yellow solution was then stirred at 0 °C for fifteen minutes and tri-n-butyltin hydride (1 equiv) was added dropwise and the reaction mixture left to stir for a further 15 minutes. The resulting n-Bu 3 SnLi solution was cooled to −20 °C and CuBr·Me 2 S (0.5 equiv) added in one portion. The brown reaction mixture was left to stir for thirty minutes and subsequently cooled to −78 °C.
A solution of the vinylaziridine (1 equiv) in THF (5 mL) was added dropwise. The solution was stirred at −78 °C for one hour and left to warm to room temperature overnight, after which time it was quenched by the addition of a saturated aqueous solution of ammonium chloride (15 mL). The solution was partitioned between ammonium chloride and light petroleum, the aqueous layer extracted with light petroleum (3 × 15 mL), the organic layers combined and washed with brine (15 mL), dried (MgSO 4 ), and filtered, and the solvent removed in vacuo to give a yellow solid.
This was purified by flash column chromatography on silica gel with ethyl acetate/light petroleum (1:1) as an eluent.
(E)-1-(Diphenylphosphinamido)-1-phenyl-4-tri-n-butylstannylbut-2-ene (31)
By following the general method described above, tri-n-butyltin hydride (0.21 mL, 3378, 3059, 2982, 1648, 1597, 1438, 1211, 1123, 713, 697 21, 13.65, 14.24, 27.26, 29.03, 57.12, 126.84, 126.91, 127.37, 128.18, 128.30, 128.35, 128.43, 131.65, 132.09, 132.16, 132.21, 132.29; m/z (CI) 
